C3oH24Br4C>4, monoclinic, P12j/cl (no. 14), a = 9.810(1) Ä, b = 27.121(6) Ä, c = 11.410(3) Ä, β = 110.31(1)°, V= 2846.9 A 3 ,Ζ = 4,R & (F) = 0.068, wRrzftF 2 ) = 0.126, Τ = 295 Κ The precursor compound 25,arene was obtained according to [1] , Then the compound was brominated with N-bromosuccinimide (NBS) in the molar ratio of 1:9 in butanone at room temperature. After reacting for three days, the title compound was obtained and recrystallized from chloroform/methanol.
give the corresponding dibromo compound [1] , whereas complete bromination of 25,26,27,28-tetramethoxycalix [4] arene with NBS occurred on the upper rim to produce the tetrabromo compound [3] , We recently synthesized a new tetrabromo calix [4] arene, which has two phenoxyl and two methoxyl groups, with complete bromination on the para position. The molecular structure of the title compound displays approximate twofold symmetry. Two kinds of hydrogen bonds exist in the crystal structure. One is the intermolecular hydrogen bond between 02 and Br3', which distance is 3.25 Ä. Another one is the intramolecular hydrogen bonding between two hydroxyl and two methoxy groups at the lower rim, where the distances are 2.61 Ä for 01-02,2.85 Ä for 02-03,2.68 Ä for 03-04, and 2.95 Ä for 04-01. Therefore the cone conformation of the calix [4] arene cavity is retained and pinched due to the intramolecular hydrogen bonds. TTie angles are 76.9° for Z.04-01-02,103.9° for Z.01-02-03, 77.6° for Z02-03-04, and 99.8° for Z03-04-01. The four dihedral angles are 116.6°, 130.7°, 114.9°, and 126.4° for the respective phenyl rings of C2-C7, C9-C14, C16-C21, and C23-28 to the reference plane defined by the bridging C atoms. The distances from CI, C8, C15 and C22 to the reference plane are -0.083 Ä, 0.081 Ä, -0.079 Ä and 0.080 A, respectively. 
Experimental details
The small JVgt/JVpaiam ratio and the large Al value are caused by the poor quality of the crystals.
Discussion
The brominated calixarenes are important intermediates to synthesize calixarene derivatives. A paramagnetic calix [4] arene has been prepared through selective bromine-lithium exchange of 5,11,17,23-tetrabromocalix [4] arene by n-BuLi [2] . It has been reported that bromination of 26,28-dimethoxycalix [4] arene with Br2 only occurred on the para position of the phenoxyl groups to * Correspondence author (e-mail: liy@chem.tsinghua.edu.cn) 
